Synthesis of HPyDBTO 2 ligand. Table S1 . Crystal data and structure refinement for 1-6, 8-11. Table S2 . Selected bond lengths (Å) and angles (deg.) for complexes 1-6 and 11. Table S3 . Selected bond lengths (Å) and angles (deg.) for complexes 8-10. Table S4 . UV-vis absorption spectra for complexes 1-11. HPyDBT (0.4 g, 1.53 mmol) was dissolved in acetic acid (15 mL) and 30% water solution of H 2 O 2 (2.5 mL) was added. The reaction mixture was heated at 100 o C for 7 h under a nitrogen atmosphere. After cooling to room temperature the resulting dibenzothiophene-S,S-dioxidepyridyl-N-oxide was precipitated with water (40 mL) as a white amorphous solid, which was washed with water (2 × 20 mL), dried on air (0.388 g, 82%) and used in the next step without and the lowest energy triplet emission (T 1 →S 0 ) of the complexes 2-6 (isovalue 0.002 a.u.).
During the electronic transition, the electron density increases in the blue areas and decreases in the red areas. Hydrogen atoms are omitted for clarity. Figure S9 . Electron density difference plots for the lowest energy singlet excitation (S 0 →S 1 ) and the lowest energy triplet emission (T 1 →S 0 ) of the complexes 7-9 and 11 (isovalue 0.002 a.u.). During the electronic transition, the electron density increases in the blue areas and decreases in the red areas. Hydrogen atoms are omitted for clarity.
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